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COMPOSITION AND PROCESS FOR WELL
CLEANING

RELATED APPLICATIONS

The present application claims the benefit of U.S. Provi-
sional Patent Application No. 60/361,438 filed Mar. 1, 2002,

entitled Composition and Process for Well Cleaning, which
1s hereby incorporated by reference.

FIELD OF THE INVENTION

The present invention generally relates to the production
of petroleum products and more particularly to a composi-
tion and process for improving the recovery of petroleum
products from a subterranean geological formation.

BACKGROUND OF THE INVENTION

For many years, petroleum products have been recovered
from subterranean reservoirs through the use of drilled wells
and production equipment. During the production of desir-
able hydrocarbons, such as crude o1l and natural gas, a
number of other naturally occurring substances may also be
encountered within the subterranean environment.

For example, hydrogen sulfide (H,S) 1s a highly toxic,
colorless gas that 1s produced during the decomposition of
organic matter. In some areas, hydrogen sulfide gas 1is
produced in large quantities during the retrieval of petro-
leum products. At relatively low concentrations (200 ppm)
and minimal exposure times, hydrogen sulfide gas can be
lethal. In areas prone to the production of hydrogen sulfide,
drilling crews must be prepared to use detection and pro-
tective equipment at all times. The contamination of well
sites from hydrogen sulfide gas 1s a significant environmen-
tal concern that requires extensive remediation. Addition-
ally, during downstream processing, hydrogen sulfide 1is
typically removed from refined products through expensive
and waste-extensive procedures. The control and mitigation
of hydrogen sulfide 1s a significant business that 1s strictly
regulated throughout petroleum producing countries.

In addition to hydrogen sulfide, other undesirable down-
hole products must be managed during the production of
hydrocarbons. For example, scale, parathins, fines, sulfur,
heavy o1l tar by-products and water blocks commonly
accumulate 1n and around the formation, well casing, pro-
duction tubing and recovery equipment. Alternatively, 1t
may be necessary to remove injected fluids from the near
wellbore area, such as drilling flmids, cement filtrate, kall
fluids, polymers and water blocks. To maintain an efhicient
recovery of petroleum products, it 1s frequently necessary to
clean or remove these accumulations and deposits.

The removal of unwanted deposits from the wellbore and
production equipment i1s generally referred to as “remedia-
tion”. In contrast, the term “stimulation™ generally refers to
the treatment of geological formations to improve the recov-
ery of hydrocarbons. Common stimulation techniques
include well fracturing and acidizing operations. Well reme-
diation and stimulation are important services that are
oflered through a variety of techniques by a large number of
companies.

Although a number of compounds and techniques are
known 1n the prior art, there 1s a continued need for more
cllective methods and compounds for hydrogen sulfide
mitigation, wellbore remediation, drilling operations and
formation stimulation.
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2
SUMMARY OF THE INVENTION

The present mvention includes a well treatment micro-
emulsion that 1s formed by combining a solvent-surfactant
blend with a carrier flmid. In preferred embodiments, the
solvent-surfactant blend includes a surfactant and a solvent
selected from the group consisting of terpenes and alkyl or
aryl esters of short chain alcohols.

The mventive well treatment microemulsion can be used
in well remediation, stimulation, drilling operations and
hydrogen sulfide mitigation procedures. Additionally, the
well treatment microemulsion can be used 1n the production
ol benzothiophenes through interaction with hydrogen sul-
fide.

These and various other features and advantages that
characterize the present imnvention will be apparent from a
reading of the following detailed description and appended
claims.

DETAILED DESCRIPTION OF TH.
PREFERRED EMBODIMENT

L1l

The present invention relates to the preparation and use of
a well treatment microemulsion in the management of
undesirable downhole products encountered during the pro-
duction of hydrocarbons from subterrancan reservoirs.
Unlike prior art cleaning and stimulation fluids, the well
treatment microemulsions of the present invention are sta-
blilized microemulsions that are formed by the combination
ol solvent-surfactant blends with an appropnate oil-based or
water-based carrier fluid.

The solvent-surfactant blend generally includes a solvent,
a surfactant and an alcohol. In a presently preferred embodi-
ment, the solvent 1s selected from the group of unsaturated
aliphatic cyclic hydrocarbons known as terpenes, including
monoterpenes and diterpenes. In a particularly preferred
embodiment, the solvent 1s the monoterpene d-limonene
(C,,H,«). Terpenes, such as d-limonene, are preferred for
their solvent qualities and biodegradability.

In an alternate embodiment, the terpene-based solvent 1s
replaced with alkyl, cyclic or aryl acid esters of short chain
alcohols, such as ethyl lactate and hexyl ester. Ethyl lactate
1s a low cost, environmentally safe solvent that can be
manufactured from carbohydrates, such as cornstarch.
Although acceptable for well remediation and stimulation,
cthyl lactate 1s not generally recommended for use 1n
hydrogen sulfide mitigation applications. It will also be
understood that combinations of diflerent solvents, such as
d-limonene and ethyl lactate, are also encompassed within
the scope of the present mvention.

The selection of the surfactant component for the solvent-
surfactant blend 1s determined by the type of carrier tluid
selected. Water-based carrier fluids, such as fresh water and
brine, are typically more environmentally friendly and cost
effective. O1l-based carrier fluids, such as diesel, kerosene
and jet fuel may provide enhanced performance but are
generally more expensive and environmentally restricted.

It a water-based carrier fluid 1s chosen, the surfactant of
the solvent-surfactant blend should be capable of creating an
oil-in-water microemulsion upon combination with an
appropriate quantity of water. Preferred surfactants are bio-
degradable and have an HLB (hydrophile-lipophile balance)
value ofbetween about 8-18. Presently preferred oil-in-water
surfactants include one or more of the following: tween 40
(polyoxyethylene sorbitan monopalmitate), tween 60 (poly-
oxyethylene sorbitan monostearate), tween 80 (polyoxyeth-
ylene sorbitan monooleate), linear alcohol alcoxylates, alkyl
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cther sulfates, dodecylbenzene sulfonic acid (DDBSA), lin-
car nonyl-phenols, dioxane, ethylene oxide and ethoxylated
castor oils such as PEG castor oi1l. A preferred oil-in-water
surfactant mixture includes polyoxyethylene sorbitan mono-
palmitate, ethoxylated castor o1l and polyethylene glycol.

Alternately preferred oil-in-water surfactants can also
include dipalmitoylphosphatidylcholine (DPPC), sodium
4-(1' heptylnonyl)benzenesulionate (SHPS or SHBS), poly-
oxyethylene(8.6) nonyl phenyl ether, aerosol O.T. (sodium
bis-2-ethylhexylsulphosuccinate), A.O.T., tetracthylenegly-
coldodecylether, sodium octlylbenzenesulionate, O.B.S.,
SCS, IsalChem 145 (PO), sodium ether surfactant, E.O.
sulonates (1.e., alkyl propoxy-ethoxysulfonate), alkyl pro-
poxy-ethoxysulfate, alkylarylpropoxy-ethoxysulfonate and
highly substituted benzene sulionates (n-Cl2-oxylene-
SO3-).

If an o1l-based carrier fluid 1s chosen, the surfactant of the
solvent-surfactant blend should be capable of creating a
water-in-o01l microemulsion upon combination with o1l. Pre-
terred surfactants are biodegradable and have an HLB value
of between about 3-8. Presently preferred water-in-oil sur-
factants include span 40 (sorbitan monopalmitate), span 60
(sorbitan monostearate) and span 80 (sorbitan monooleate).
A preferred water-in-o1l surfactant mixture includes sorbitan
monopalmitate, ethoxylated castor o1l and polyethylene gly-
col.

The alcohol component of the solvent-surfactant blend
serves as a coupling agent between the solvent and the
surfactant, thereby stabilizing the microemulsion. The alco-
hol also lowers the freezing point of the well treatment
microemulsion. Although 1sopropanol 1s presently preferred,
alternative suitable alcohols include midrange primary, sec-
ondary and tertiary alcohols with between 1 and 20 carbon
atoms, such as t-butanol, n-butanol, n-pentanol, n-hexanol
and 2-ethyl-hexanol. Other freeze prevention additives can
additionally or alternatively be added, such as detergent
range alcohols ethoxylate, ethylene glycols (EG), polyeth-
ylene glycols (PEG), propylene glycols (PG) and triethylene
glycols (TEG), with triethylene glycol being presently pre-
terred.

The solvent-surfactant blend optionally includes a salt.
The addition of a salt to the solvent-surfactant blend reduces
the amount of water needed as a carrier tluid and also lowers
the freezing point of the well treatment microemulsion.
Among the salts that may be added for stability and co-
solvent substitution, NaCl, KCl, Ca(l,, and MgCl] are pres-
ently preferred. Others suitable salts can be formed from K,
Na, Br, Cr, Cs and Bi1 families.

After blending the solvents, surfactants and alcohols, 1t
may be desirable to form a diluted solvent-surfactant blend
by adding a diluent before addition to the carrier fluid.
Presently preferred diluents include water and water and
triethylene glycol (TEG) mixtures. A particularly preferred
diluent 1s 90% by volume water and 10% by volume
triethylene glycol. It will be understood that upon addition
of the diluent, the solvent surfactant blend may partially or
completely emulsity.

For oil-in-water well treatment microemulsions, the sol-
vent-surfactant blend preferably includes about 36%-76%
by volume of the preferred oil-in-water surfactant mixture
(polyoxyethylene sorbitan monopalmitate, ethoxylated cas-
tor o1l and polyethylene glycol), about 14%-54% by volume
d-limonene and/or ethyl lactate and about 0%-10% 1sopro-
panol by volume. In a particularly preferred embodiment,
the o1l-1n-water solvent-surfactant blend includes about 56%
by volume of the preferred oil-in-water surfactant mixture,
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about 34% by volume d-limonene, ethyl lactate or combi-
nations thereof, and about 10% by volume 1sopropanol.

In an alternativelypreferred embodiment, the o1l-in-water
solvent-surfactant blend 1s diluted with about 50% by vol-
ume of diluent. The diluted solvent-surfactant blend preter-
ably includes water and more preferably includes about 45%
by volume water and about 3% by volume triethylene
glycol. Accordingly, the diluted solvent-surfactant blend
includes about 27% byvolume of the preferred oil-in-water
surfactant mixture, about 34% by volume d-limonene, about
3% by volume 1sopropanol, about 45% by volume water and
about 5% by volume triecthylene glycol.

For water-in-o1l well treatment microemulsions, the sol-
vent-surfactant blend preferably includes about 36%-76%
by volume of the preferred water-in-o1l surfactant mixture
(sorbitan monopalmitate, ethoxylated castor o1l and poly-
cthylene glycol), about 14%-34% by volume d-limonene
and/or ethyl lactate and about 0%-10% isopropanol by
volume. In a particularly preferred embodiment, the water-
in-01l solvent-surfactant blend includes about 56% by vol-
ume of the preferred water-in-o1l surfactant mixture, about
34% by volume d-limonene, ethyl lactate or a combination
of d-limonene and ethyl lactate, and about 10% by volume
1sopropanol. The water-in-o1l solvent-surfactant blend forms
a microemulsion upon combination with diesel or kerosene
to form a preferred water-in-o1l well treatment microemul-
S1011.

In an alternatively preferred embodiment, the water-in-oil
solvent-surfactant blend 1s combined with about 0%-20% by
volume of a diluent prior to adding the carrier fluid to form
a diluted water-in-o1l solvent-surfactant blend. More pret-
erably, about 5% by volume of diluent 1s added to the
water-in-o1l solvent-surfactant blend. The diluent can
include water and more preferably includes about 45% by
volume water and about 5% by volume triethylene glycol. It
will be understood that upon addition of the diluent, the
water-in-o1l solvent-surfactant blend may partially or com-
pletely emulsity.

The solvent-surfactant blends, dilute or concentrated, can
be added to the water and oil-based carrier fluids 1n sparing
amounts to prepare the desired well treatment microemul-
sions. For example, 1n many applications, as little as 0.2%-
2% by volume of solvent-surfactant blend 1n water or oil
based-carrier tluids will be suthlicient. In other applications,
however, 1t may be desirable to use a more concentrated well
treatment microemulsion. In such applications, the well
treatment microemulsion preferably includes about 0.5% to
about 90% of the selected solvent-surfactant blend. Further-
more, 1t will be understood that 1n some applications, it may
be desirable to apply the solvent-surtactant blend, diluted or
concentrated, without the addition of a carrier fluid. For
example, the solvent-surfactant blend can be pumped down-
hole where 1t will incorporate water and water-based mate-
rials to form the microemulsion 1n situ. Once formed, the
well treatment microemulsion can be pumped from the
wellbore to the surface.

Although for the purposes of the present disclosure pre-
ferred embodiments of the well treatment microemulsions
are described 1n connection with well remediation, stimula-
tion, acidizing operations, drilling operations and hydrogen
sulfide mitigation applications, 1t will be understood that the
inventive well treatment microemulsions can be used 1n
additional, alternative applications. For example, 1t 1s con-
templated that the well treatment microemulsion could also
be used to clean surface equipment and downhole equip-
ment.
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In well remediation applications, the selected well treat-
ment microemulsion 1s preferably injected directly into the
wellbore through the production tubing or through the use of
colled tubing or similar delivery mechanisms. Once down-
hole, the well treatment microemulsion remedies drilling
damage, fracturing tluid damage, water blocks and removes
fines, asphaltenes and paraflins from the formation and
wellbore. The well treatment microemulsion also serves to
thin heavy hydrocarbons, alleviate water blocks and lower
pore pressure 1n the formation. If parathn accumulation 1s
significant, ethyl lactate or ethyl lactate and d-limonene
mixtures are preferred as solvents.

During drilling operations, the well treatment microemul-
sions can be added to drilling fluids and mnjected into the
wellbore through the drill string. The well treatment micro-
emulsion 1s effective at removing fines and debris from the
wellbore created by the drilling process. The surfactant used
in the solvent-surfactant blend should be selected according
to whether o1l or water based drilling fluids are used.

The inventive well treatment microemulsions can also be
used 1n stimulation operations. In fracturing operations,
proppant material can be added to the microemulsion before
injection downhole. The microemulsion 1s particularly
cllective at decreasing the density of filter cakes during high
pressure injection of gelled fluids into the wellbore.

The well treatment microemulsions can also be used to
deliver acids during acidizing operations. Acids commonly
used mnclude hydrochloric, acetic, formic, and hydrochloric-
hydrofluoric acids. In a presently preferred embodiment, the
selected solvent-surfactant blend (dilute or concentrate) 1s
combined with an acidified carrier tfluid to prepare a micro-
emulsion suitable for acidizing operations. Preferably, the
microemulsion includes about 0.2%-5% by volume of the
solvent-surfactant blend and about 3%-28% by volume of
acid. In a particularly preferred embodiment, the microemul-
s1on 1mcludes about 0.2%-5% of the solvent-surfactant blend
and about 13% by volume of hydrochloric acid. The con-
centration of the well treatment microemulsion 1n gelled
fluids lowers the friction created by contact with conduits,
thereby facilitating the injection and withdrawal of the well
treatment microemulsion.

As mentioned above, the 1inventive microemulsions can
also be used for hydrogen sulfide mitigation. In preferred
embodiments, the well treatment microemulsions are
injected into the wellbore so that escaping hydrogen sulfide
gas 15 “stripped” through the well treatment microemulsions.
Preferably, the inventive microemulsion 1s periodically
injected into problem wells to mitigate hydrogen sulfide
production. Alternatively, the microemulsion can be mjected
downhole via capillary tubing on a continuous basis. In yet
another alternate embodiment, the well treatment micro-
emulsion can be placed in a container that 1s placed in fluid
communication with the hydrogen sulfide.

In a preferred embodiment, some or all of the water or
oil-based carrier fluid 1s replaced with a known hydrogen
sulfide scavenger. For example, many cyclic amines, such as
triazines and hexamines, can be used as a solvent alone or
in combination with water or oil-based carrier fluids to
turther improve hydrogen sulfide mitigation.

The iteraction between the well treatment microemul-
sions and the hydrogen sulfide neutralizes the hydrogen
sulfide, leaving an 1nert sultur compound as a product of the
reaction. Significantly, benzothiophenes are also produced
as a by-product of the reaction between the hydrogen sulfide
and the well treatment microemulsions. Pharmaceutical
researchers have recently discovered that benzothiophenes
can be used as an intermediate 1n the synthesis of a number
of useful chemical compounds.

It 1s clear that the present mvention 1s well adapted to
carry out its objectives and attain the ends and advantages
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mentioned above as well as those inherent therein. While
presently preferred embodiments of the invention have been
described 1n varying detail for purposes of disclosure, 1t will
be understood that numerous changes may be made which
will readily suggest themselves to those skilled 1n the art and
which are encompassed within the spint of the invention
disclosed and as defined in the written description and
appended claims.

The invention claimed 1s:

1. A well treatment microemulsion comprising:
a solvent-surfactant blend, wherein the solvent-surfactant
blend comprises:
a solvent selected from the group consisting of terpenes
and alkyl or aryl esters of short chain alcohols; and

a surfactant;

a carrier fluid, wherein the carrier fluid 1s water-based and
the surfactant 1s an oil-in-water surfactant mixture that
includes an ethoxylated castor oil, polyoxyethylene
sorbitan monopalmitate and polyethylene glycol; and

wherein the solvent-surfactant blend 1s combined with the
carrier fluid to produce the well treatment microemul-
S101.

2. A well treatment microemulsion comprising;

a solvent-surfactant blend, wherein the solvent-surfactant
blend comprises:
about 27% by volume surfactant, wherein the surfac-

tant 1s an oil-in-water surfactant mixture that
includes polyoxyethylene sorbitan monopalmitate,
cthoxylated castor o1l and polyethylene glycol;
about 34% by volume d-limonene;
about 5% by volume 1sopropanol;
about 45% by volume water; and
about 5% by volume triethylene glycol;

a carrier fluid used to transport the solvent-surfactant
blend into a wellbore; and wherein the solvent surfac-
tant blend 1s combined with the carrier fluid to produce
the well treatment microemulsion.

3. A well treatment microemulsion comprising:

a solvent-surfactant blend, wherein the solvent-surfactant
blend comprises:

a solvent selected from the group consisting of terpenes
and alkyl or aryl esters of short chain alcohols; and
a surfactant, wherein the surfactant 1s a water-in-oil
surfactant mixture that includes sorbitan monopalmi-
tate, ethoxylated castor o1l and polyethylene glycol;

a carrier fluid, wherein the carrier fluid 1s o1l-based; and

wherein the solvent-surfactant blend 1s combined with the
carrier tluid to produce the well treatment microemul-
S101.

4. A well treatment microemulsion comprising:

a solvent-surfactant blend, wherein the solvent-surfactant
blend comprises:

a solvent selected from the group consisting of terpenes
and alkyl or aryl esters of short chain alcohols;

a surfactant; and

wherein the solvent surfactant blend comprises:
25%-76% by volume surfactant;
14%-54% by volume d-limonene;
0%-20% by volume 1sopropanol; and
0%-20% by volume water and triethylene glycol;

a carrier fluid, wherein the carrier fluid 1s o1l-based; and

wherein the solvent-surfactant blend 1s combined with the
carrier fluid to produce the well treatment microemul-
S101.

5. The well treatment microemulsion of claim 4, wherein

the solvent-surfactant blend includes:
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about 56% by volume surfactant, wherein the surfactant 1s
a water-1n-o1l surfactant mixture that includes sorbitan
monopalmitate, ethoxylated castor o1l and polyethylene
glycol;

about 34% by volume d-limonene; and

about 10% by volume i1sopropanol.

6. A method for treating an o1l or gas well having a
wellbore, comprising:

forming a solvent-surfactant blend by combining a sol-

vent and a surfactant, wherein the surfactant has a
hydrophile-lipophile balance value of between 8-18
and wherein the surfactant 1s an oil-in-water surfactant
mixture that includes an ethoxylated castor oil;
preparing a microemulsion by combining the solvent-
surfactant blend with a water-based carrier fluid; and
injecting the microemulsion nto the o1l or gas well.

7. The method of claim 6, wherein the oil-in-water
surfactant mixture also includes polyoxyethylene sorbitan
monopalmitate and polyethylene glycol.

8. A method for treating an o1l or gas well having a
wellbore, comprising:

forming a solvent-surfactant blend by combining a sol-

vent and a surfactant, wherein the surfactant 1s a
water-in-o1l mixture of ethoxylated castor oil, sorbitan
monopalmitate and polyethylene glycol;

preparing a microemulsion by combining the solvent-

surfactant blend with an oil-based carrier fluid; and
injecting the microemulsion nto the o1l or gas well.

9. A method for treating an o1l or gas well having a
wellbore, comprising:

forming a solvent-surfactant blend, wherein the solvent-

surfactant blend comprises:

about 25%-76% by volume of an oil-in-water surfac-
tant mixture that includes polyoxyethylene sorbitan
monopalmitate, ethoxylated castor o1l and polyeth-
ylene glycol;

about 14%-54% by volume d-limonene;

about 0%-20% by volume 1sopropanol; and

about 0%-50% by volume of water;

preparing a microemulsion by combining the solvent-

surfactant blend with a carrier fluid;

combining the microemulsion with proppant material;

and

injecting the microemulsion and proppant material into

the wellbore to stimulate the o1l or gas well.

10. A method for treating an oil or gas well having a
wellbore, comprising:

forming a solvent-surfactant blend;

preparing a microemulsion by combining the solvent-

surfactant blend with a carrier fluid, wherein the micro-

emulsion comprises:

about 25%-76% by volume of a water-in-o1l surfactant
mixture that includes sorbitan monopalmitate,
cthoxylated castor o1l and polyethylene glycol;
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about 14%-54% by volume d-limonene;
about 0%-20% by volume 1sopropanol; and
about 0%-3% by volume of water;

combining the microemulsion with a drlling flud,
wherein the drlling fluid 1s oi1l-based; and

injecting the microemulsion and drilling fluid 1nto the o1l
or gas well during a dnlling operation.

11. A method for treating an oil or gas well having a

wellbore, comprising:

forming a solvent-surfactant blend;

preparing a microemulsion by combining the solvent-
surfactant blend with a carrier fluid, wherein the micro-

emulsion comprises:

about 25%-76% by volume of an oil-in-water surfac-
tant mixture that includes polyoxyethylene sorbitan
monopalmitate, ethoxylated castor o1l and polyeth-
ylene glycol;

about 14%-54% by volume d-limonene;

about 0%-20% by volume 1sopropanol; and

about 0%-50% by volume of water;

combining the microemulsion with a drilling fluid,

wherein the dnilling fluid 1s water-based; and

injecting the microemulsion and drilling fluid 1nto the o1l

or gas well during a dnilling operation.

12. A method for treating an o1l or gas well having a
wellbore, comprising:

forming a solvent-surfactant blend, wherein the solvent-

surfactant blend comprises:

about 25%-76% by volume surfactant;
about 14%-54% by volume d-limonene;
about 0%-20% by volume 1sopropanol; and
about 0%-50% by volume of water;

combining the solvent-surfactant blend with an acidified

carrier tluid to prepare a microemulsion suitable for
acidizing operations; and

injecting the microemulsion into the o1l or gas well.

13. The method of claim 12, wherein the acidified carrier
fluid 1ncludes one or more acids selected from the group of
hydrochloric, acetic, formic, and hydrochloric-hydrofluoric
acids.

14. The method of claim 12, wherein the acidified carrier
fluid 1includes about 3%-28% acid by volume of the micro-
emulsion.

15. The method of claim 14, wherein the acidified carrier
fluid 1includes about 15% hydrochloric acid by volume of the
microemulsion.

16. The method of claim 14, wherein the step of com-
bining the solvent-surfactant blend with an acidified carrier
fluid further comprises:

adding 0.2%-5% solvent-surfactant by volume of the

microemulsion to the acidified carrier tluid.
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